Introduction 33 2-Substituted-3-H-indol-3-one-N-oxides (isatogens) are a well-known class of compounds that 34 possess, for example, antiplasmodial, antifungal and antibacterial activities, with active derivatives 35 carrying a variety of alkyl and (hetero)aryl groups at C2 and substituents on the 6-membered ring (e.g. 36 1 and 2, Figure 1 ). [1] [2] [3] [4] The broad antimicrobial properties of the class have been attributed to redox 37 processes within cells and the N-oxide reduction potential. [1, 2] Some isatogens are useful as spin traps 38 for detecting short lived radicals in electron paramagnetic spectroscopy and as quenchers in radical 39 polymerisation chemistry. [5, 6] Strategies for the synthesis of isatogens include metal-catalysed 40 cyclisation of 2-nitrophenylacetylides [2, 4, 5] and oxidation of 2-nitrophenylalkenes to diketones, followed 41 by nitro reduction and cyclisation. [2, 6] 42 43 The closely related 3-imino isatogens are another well-studied class that, among other 44 applications, can be useful as synthetic intermediates. For example, 3-phenylimino-2-phenyl isatogen 45 3 undergoes 1,3-dipolar cycloadditions with electron deficient alkenes to provide isoxazolidine 46 derivatives. [7] Synthesis of 3-arylimino isatogens can be achieved via reaction of 2-substituted indole-N-oxides with nitrosoarenes. [8, 9] While there is a rich literature surrounding isatogens and their 3-imino 48 derivatives, there are no reported examples from either class containing pyrrolyl substituents at C2. 49 This paper reports the unexpected synthesis of two novel 3-arylimino -2-(pyrrol-2-yl) isatogens and a 50 facile hydrolytic cleavage that provided a 2-pyrrolyl isatogen. 
Results and Discussion

53
In 2013 we reported the synthesis and preliminary evaluation of (E)-and (Z)-3,5-dimethyl-1H-54 pyrrol-2-yl-2-arylacrylate esters and amides 4 (Scheme 1) as a new class of angiogenesis inhibitors 55 related to sunitinib (Sutent ® ). [10] At the outset of this previous study, we envisaged that esters/amides 4 56 should be accessible from the corresponding acids (E)-5 and (Z)-5, respectively, using standard 57 ester/amide coupling chemistry. However, attempts to couple these acids (both isomers) with a variety 58 of alcohols and amines resulted in pyrrole N-acylation/cyclisation to the 5,7-dimethyl-2-aryl-3H-59 pyrrolizin-3-one 6 (Scheme 1(a)). An alternative route to the target esters and amides was eventually 60 identified using a novel adaptation of the Knoevenagel reaction, where pre-formed 2-(2-nitrophenyl) 61 esters/amides are reacted with an N-methylcarbamoyl pyrrole-2-carbaldehyde. [10] We also recently 62 reported a divergent one-pot synthesis of substituted 5,7-dimethyl-2-aryl-3H-pyrrolizin-3-ones and 63 showed that these too, constitute a new class of angiogenesis inhibitors. [11] 64 65 Acids (E)-5 and (Z)-5 were obtained for the current work in identical yields (84%) from the 66 reported allyl esters (Z)-7 and (E)-7 [10] via Pd-catalysed deallylation in the presence of morpholine 67 (Scheme 1(a)). Crystals of (Z)-5 suitable for X-ray analysis were obtained from Et 2 O/pet spirit and its 68 structure was determined. The X-ray data confirmed the structure of (Z)-5 while also revealing the 69 presence of an intramolecular hydrogen bond between the pyrrole NH and carbonyl oxygen atoms 70 (NH---O distance 1.9 Å), which served to stabilise the molecule into a pseudo-7-membered ring 71 conformation (Scheme 1(b)). Evidence that the H-bond was retained in solution was found in the 
